S3
General procedure for UV-light induced one-pot two-step reaction comprising of aromatic
Finkelstein reaction and biaryl coupling:
In a reaction vial, to the solution (4mL) of aryl bromide (0.05g, 1.0 mmol) in H 2 O/ACN (1:1), 0.062g KI and 135 µl of I 2 solution (0.2 M in CH 3 CN) was added dropwise under aerial conditions (argon free conditions) and the reaction mixture was stirred until there was no more color change. The resultant solution was stirred under UV light at room temperature. TLC was used to monitor the formation of products. After the completion of the reaction, benzene (4 mL) and KO t Bu (3 mmol) was charged into the same reaction mixture in the same pot. The formation of the product was monitored by TLC. When the reactants were consumed (after 72 h), the resulting mixture was diluted with ethyl acetate. The organic layer was concentrated in vacuo and purified by recrystallization from methanol.
General procedure for UV-light induced cascade synthesis of biaryls by aromatic Finkelstein reaction and biaryl coupling:
A reaction vial was charged with aryl bromide (0.05g, 1 mmol), ACN/H 2 O (1:1), KI (3 mmol), I 2 (0.2M in ACN), arene (benzene/toluene/anisole/nitrobenzene) (4 mL) and KO t Bu (3 mmol) (all in sequence) under under aerial conditions (argon free conditions) in the presence of UV light.
The reaction mixture was then stirred at r.t for 40 h in the presence of UV light. The reaction was monitored using TLC (after 40h, TLC of the reaction mixture matches very well with the standard sample) indicating the formation of aryl iodide. The reaction was then continued under UV light irradiation at 30 • C. The formation of the final product was monitored by TLC again.
When the reactants were consumed (after 72 h), the resulting mixture was diluted with ethyl acetate. The organic layer was concentrated in vacuo and purified by recrystallization from methanol.
S4
Finkelstein reaction and Sonogashira coupling:
In a reaction vial, to the solution (4mL) of aryl bromide (0.05g, 1.0 mmol) in H 2 O/ACN (1:1), 0.062g KI and 135 µl of I 2 solution (0.2 M in CH 3 CN) was added dropwise under aerial conditions (argon free conditions) and the reaction mixture was stirred until there was no more color change. The resultant solution was stirred under UV light at room temperature. TLC was used to monitor the formation of products. After the completion of the reaction, phenylacetylene (3 mmol) and KO t Bu (3 mmol) was charged into the same reaction mixture in the same pot. The formation of the product was monitored by TLC. When the reactants were consumed (after 75 h), the resulting mixture was diluted with ethyl acetate. The organic layer was concentrated in vacuo and purified by recrystallization from methanol. When the reactants were consumed, the resulting mixture was diluted with ethyl acetate. The organic layer was concentrated in vacuo and purified by recrystallization from methanol. [5f].
S5
[2b] [3,4-dimethyl [5p].
[2f] [4-chloro-4'-methyl-1,1'-biphenyl]: (white solid, 0.025g in 55% yield). 1 H NMR (400 MHz, CDCl 3 , ppm) δ = 7.65 -7.62 (m, 4H), 7.57 -7.52 (m, 4H), 2.30 (s, 3H, CH 3 ).
[5q].
[2f] [4-bromo-4'-methyl-1,1'-biphenyl]: (white solid, 0.032g in 57% yield). 1 H NMR (300 MHz, CDCl 3 , ppm) δ = 7.81 -7.77 (m, 4H), 7.49 -7.45 (m, 4H), 2.30 (s, 3H, CH 3 ).
[5r]. 
